The localisation of the spin density of the relevant intermediates as calculated in ADF (B3LYP/TZP). . This run shows how sensitive λ is to events that occur within the system. After 600 fs (grey dashed line), a proton is accepted by the O initially part of the incoming water molecule. <λ> after this event (blue line) is seen to converge rapidly, and though the system was allowed to evolve for 1.2 ps beyond the normal run time, no change in <λ> was observed.
Figure S2 Cumulative free energy of the two proposed mechanisms for [Cu(bpy)(OH) 2 ] ([Cu(OH) 2 ]) as compared to the ideal case for water splitting as calculated by ADF (B3LYP/TZP/COSMO).

Figure S3 The two constraints examined in the investigation of the [Cu(OH)(O)] → → → → [Cu(O)(O)] step: (1) the distance between the oxygen of a solvent water molecule and the H atom of the hydroxyl ligand (blue line) and (2) the distance between the oxygen atoms of the two oxo ligands (red line).
